Reagents were obtained from Sigma-Aldrich and Acros, and were used as received. The solvents used were dried using current laboratory techniques.
13
C NMR (CDCl 3 , 100 MHz) δ: 119.6, 119.9, 121.3, 121.3, 125.8, 128.7, 131.4, 131.6, 132.8, 135.0, 156.2, 159.3, 186 .2.
2-oxo-2-phenyl-N-(2,4,6-tribromophenyl)acetamide:
White solid, 79% yield.
1
H NMR (CDCl 3 , 400 MHz) δ: 7.50-7.54 (t, Ar, 2H), 7.65-7.67 (m, Ar, 1H), 7.80 (s, Ar, 2H), Ar, 2H, J= 8 Hz), 8.65 (s br, NH, 1H) .
13 C NMR (CDCl 3 , 100 MHz) δ: 122.3, 123.8, 128.7, 131.4, 132.9, 133.1, 134.9, 134.9, 159.1, 186.3 .
N-(2-bromo-5-methylphenyl)-2-oxo-2-phenylacetamide: Pale yellow solid, 62% yield.
H NMR (CDCl 3 , 400 MHz) δ: 2.37 (s, CH 3 , 3H), 6.87-6.90 (m, Ar, 1H), 7.45-7.54 (m, Ar, 3H), 7.65-7.69 (m, Ar, 1H), 8.34 (s, Ar, 1H), Ar, 2H) , 9.54 (s br, 1H, NH).
13 C NMR (CDCl 3 , 100 MHz) δ: 21.4, 111.0, 122.1, 127.2, 128.7, 131.6, 132.3, 133.1, 134.4, 134.8, 138.8, 158.9, 186.8 . 13 C NMR (CDCl 3 , 100 MHz) δ: 109.3, 113.9, 117.3, 120.8, 128.9, 131.6, 132.5, 132.7, 135.2, 136.1, 138.9, 158.9, 185.8 . 20.8, 121.6, 128.7, 130.1, 131.0, 131.0, 131.5, 133.2, 134.8, 137.5, 139.3, 159.8, 187 .3.
N-(2-bromo-4-cyanophenyl)-2-oxo-2-phenylacetamide:

N-(2-bromo-4,6-dimethylphenyl)-2-oxo-2-phenylacetamide:
General Procedure: In a round-bottom flask, the corresponding 2-oxo-phenylacetamide derivatives (0.0133 mol, 1.0 equiv.), NaHCO 3 (0.0668 mol, 5.0 equiv.), 4 Å molecular sieves (3.0 g), the corresponding aniline (0.0146 mol, 1.0 equiv.) and toluene (30 mL) were stirred overnight at 100 ºC. The reaction was monitored by TLC. When finished, the reaction was cooled to room temperature and thereafter filtered in a glass porous plate filter with celite, and washed well with AcOEt. The filtrate was concentrated under reduced pressure to give the crude product. Purification by silica gel chromatography with hexane/AcOEt (5/1), (1/1) as eluent afforded the desired product.
(E)-N-(2-bromophenyl)-2-phenyl-2-(phenylimino)acetamide: Pale yellow solid, 55% yield. 7.27 (m, Ar, 4H), Ar, 4H), Ar, 1H, J= 8 Hz), Ar, 1H) , 10.46 (s br, NH, 1H).
13 C NMR (CDCl 3 , 100 MHz) δ: 113.9, 120.9, 121.5, 125.2, 125.5, 128.0, 128.4, 128.8, 129.6, 129.7, 131.6, 132.5, 135.8, 147.6, 161.1, 161.6 . 114.3, 116.8, 121.7, 121.8, 125.8, 128.1, 128.9, 129.8, 129.9, 131.0, 131.6, 134.7, 135.0, 147.4, 160.8, 161.6 . 117.5, 121.5, 121.7, 125.9, 128.2, 128.8, 128.9, 129.7, 129.9, 130.9, 131.6, 133.0, 136.4, 147.3, 160.5, 161.8 .
(E)-N-(2,6-dibromo-3-chloro-4-fluorophenyl)-2-phenyl-2-(phenylimino)acetamide: White solid, 65% yield.
1
H NMR (CDCl 3 , 400 MHz) δ: 6.81-6.83 (d, Ar, 2H, J= 8 Hz), 7.07-7.33 (m, Ar, 9H), 9.42 (s br, NH, 1H).
13
C NMR (CDCl 3 , 100 MHz) δ: 118.9, 119.1, 119.6, 119.8, 121.3, 125.6, 125.8, 128.0, 128.6, 129.0, 131.0, 130.1, 130.7, 132.8, 147.7, 155.7, 156.1, 158.6, 160.0, 161.6 .
(E)-2-phenyl-2-(phenylimino)-N-(2,4,6-tribromophenyl)acetamide: Yellow solid, 30% yield. .
1
H NMR (CDCl 3 , 400 MHz) δ: 6.81-6.83 (d, Ar, 2H, J= 8 Hz), 7.07-7.11 (t, Ar, 1H, J= 8 Hz), 7.22-7.33 (m, Ar, 8H), 7.79 (s, Ar, 1H), 9.39 (s br, NH, 1H).
13 C NMR (CDCl 3 , 100 MHz) δ: 121.3, 121.4, 123.8, 125.6, 128.0, 129.0, 129.9, 130.1, 130.7, 134.4, 134.9, 147.7, 160.1, 161.4 . 7.29 (m, Ar, 2H), Ar, 4H), Ar, 1H, J= 8 Hz), Ar, 1H, J= 8 Hz) , 10.56 (s br, NH, 1H).
13 C NMR (CDCl 3 , 100 MHz) δ: 55.3, 113.8, 114.3, 120.8, 124.7, 125.1, 128.4, 128.7, 129.5, 131.6, 132.0, 132.5, 135.9, 139.9, 158.2, 158.9, 161.9 . 120.9, 124.8, 125.2, 128.4, 128.5, 129.4, 129.7, 131.9, 132.6, 135.8, 140.0, 154.3, 159.1, 162. 113.5, 117.6, 120.3, 121.8, 126.1, 128.3, 129.0, 129.7, 130.1, 130.7,132.7, 136.0, 139.9, 147.1, 160.3, 161.9 . 19.5, 20.8, 120.2, 121.2, 121.5, 124.8, 125.2, 127.9, 128.9, 129.2, 129.7, 130.0, 130.7, 130.9, 131.2, 131.4, 131.8, 137.5, 138.4, 148.1, 160.8, 161.8 . General Procedure: To a solution of the corresponding orthobromo-α-ketimino derivatives (9.5 mmol, 1.0 equiv.) in THF (30 mL) was added NaH (10.5 mmol, 1.1 equiv.) at 0 ºC and the mixture was stirred for about 10 min. A change in colour can be seen in the reaction flask, depending of the corresponding substrate. The mixture was left stirring at room temperature for one additional hour, and then CH 3 I or benzyl bromide (10.5 mmol, 1.1 equiv.) was added dropwise. The mixture was stirred for 12 h at room temperature. The THF was removed under reduced pressure and AcOEt (30 mL) and H 2 O (30 mL) were added. The aqueous layer was extracted with AcOEt (3×30 mL) and the combined organic layers were washed with brine (30 mL), dried over MgSO 4 and evaporated to give the crude product. Purification by silica gel chromatography with hexane/AcOEt (or hexane/CH 2 Cl 2 ) give access to the desired ortho-bromo-α-ketimino amide products (1). 
13
C NMR (CDCl 3 , 100 MHz) δ: 37.5, 120.6, 122.0, 125.2, 128.2, 128.9, 128.9, 129.3, 129.8, 132.0, 133.5, 134.1, 140.2, 149.5, 162.9, 166 120.5, 122.6, 122.9, 125.2, 128.4, 128.9, 130.4, 132.1, 132.2, 133.9, 135.8, 139.4, 149.4, 162.6, 166.1 . 
C NMR (CDCl 3 , 100 MHz) δ: 37.3, 120.5, 120.0, 121.7, 124.4, 126.0, 125.5, 126.6, 126.7, 128.4, 129.0, 129.2, 132.2, 133.9, 134.2, 134.2, 140.2, 141.0, 148.2, 149.5, 162.8, 166.3 . 
C NMR (CDCl 3 , 100 MHz) δ: 36.0, 119.8, 120.0, 120.7, 124.9, 128.7, 128.8, 129.5, 132.1, 134.0, 136.8, 136.8, 149.3, 156.3, 158.9, 161.8, 165.7 . 124.8, 124.9, 128.6, 128.7, 129.5, 132.0, 134.2, 135.2, 135.5, 138.4, 149.4, 161.7, 165.6 .
(E)-N-benzyl-N-(2-bromophenyl)-2-phenyl-2-(phenylimino)acetamide (1f):
Yellow oil. We were not able to isolate the desired compound and the crude mixture was used in the next step.
(E)-N-(2-bromophenyl)-2-(4-methoxyphenylimino)-N-methyl-2-phenylacetamide (1g):
Yellow oil/solid, 43% yield. 
13
C NMR (CDCl 3 , 100 MHz) δ: 37.5, 55.7, 114.2, 122.4, 128.4, 128.9, 128.9, 129.4, 129.8, 131.8, 133.7, 134.5, 140.4, 142.1, 142.6, 157.6, 162.0, 167.0 . 
C NMR (CDCl 3 , 100 MHz) δ: 37.1, 115.8, 122.0, 122.3, 128.4, 128.9, 129.0, 129.3, 130.0, 131.9, 133.7, 134.4, 140.2, 142.2, 154.1, 161.9, 167.2 . 37.2, 113.9, 116.7, 120.6, 125.4, 128.4, 128.9, 129.1, 130.1, 130.5, 132.3, 137.0, 137.3, 144.8, 149.4, 162.4, 166.3 . 17.0, 20.7, 36.6, 120.4, 120.5, 122.0, 125.1, 128.8, 129.1, 129.3, 129.1, 130.1, 131.2, 131.6, 131.2, 135.0, 135.7, 138.3, 139.9, 149.2, 165.4 .
Synthesis of 3-phenyl-3-(aryl-amino)-indolin-2-one derivatives (2)
Experimental procedures and data: 
Racemic version: In a Radley's® 12 position carousel reactor under nitrogen atmosphere was added PdCl 2 (dppf) (0.0075 mmol, 3 mol%), the corresponding ortho-bromo-α-ketimino amide substrate (1) (0.25 mmol), B 2 Pin 2 (0.28 mmol, 1.1 equiv.), KOAc (0.76 mmol) and 1,4-dioxane (2 mL). The reaction was left stirring at 100 ºC for 18 h. After cooling to room temperature, the crude mixture was purified by silica gel chromatography using hexane/AcOEt (5/1) as eluent to obtained the desired 3-phenyl-3-(aryl-amino)-indolin-2-one derivatives (2).
Asymmetric version:
In a Radley's® 12 position carousel reactor under nitrogen atmosphere was added Pd(OAc) 2 (0.0125 mmol, 5 mol%), chiral ligand ( Figure S1 , 0.025 mmol, 10 mol%) and 1,4-dioxane (1 mL). The mixture was stirring for 30 min at room temperature. After that, the corresponding ortho-bromo-α-ketimino amide substrate (1) (0.25 mmol), B 2 Pin 2 (0.28 mmol, 1.1 equiv.), KOAc (0.76 mmol) and 1,4-dioxane (1 mL) were added sequentially to the reaction vessel. The reaction was left stirring at 100 ºC during 18 h. After cooling to room temperature, the crude mixture was purified by silica gel chromatography using hexane/AcOEt (5/1) as eluent to obtained the desired 3-phenyl-3-(aryl-amino)-indolin-2-one derivatives (2). Figure S1 . Structures of the commercially available chiral ligands used in this study. Table S1 . Results concerning to the yields obtained in the corresponding 3-phenyl-3-(aryl-amino)-indolin-2-one derivatives (2) in the racemic and asymmetric versions. MHz) δ: 26.8, 68.0, 108.9, 115.5, 119.4, 123.3, 125.4, 126.7, 128.7, 129.0, 129.1, 129.5, 130.3, 140.1, 143.2, 145.0, 177.0 (2a) showing the structure and relative stereochemistry. Anisotropic displacement parameters are drawn at the 30% probability level.
Yield
Crystals of (2a) were grown from Et 2 O/hexane. Data were collected on a Bruker APEX DUO diffractometer using Cu Kα radiation. All calculations and refinement were made using the APEX2 and SHELX software. δ: 26.8, 83.9, 108.3, 110.3, 116.1, 126.5, 126.7, 128.4, 128.6, 129.0, 129.0, 129.1, 129.2, 131.2, 132.4, 136.9, 139.4, 139.9, 142.2, 146.8, 177.7 13 C NMR (CDCl 3 , 100 MHz) δ: 26.6, 69.5, 108.8, 115.8, 119.6, 123.2, 125.5, 126.5, 128.5, 129.0, 129.4, 130.8, 140.4, 143.3, 150.0, 177.6 13 C NMR (CDCl 3 , 100 MHz) δ: 22.0, 26.7, 68.0, 109.8, 115.7, 119.5, 120.7, 123.8, 125.2, 126.7, 128.6, 128.9, 129.0, 139.7, 143.3, 177 .0. , 3H ), 7.37-7.38 (m, Ar, 3H), 7.50-7.51 (m, Ar, 2H), 7.65 (s, Ar, 1H), 7.67-7.69 (d, Ar, 1H, J= 8 Hz).
HRMS (ESI)
:
C NMR (CDCl 3 , 100
MHz) δ: 27.0, 67.7, 106.5, 109.3, 115.5, 119.0, 120.1, 126.5, 128.6, 129.3, 129.3, 131.6, 134.7, 138.8, 144.4, 147.0, 176.8 67.6, 115.6, 119.3, 120.1, 123.9, 126.6, 128.5, 128.9, 129.0, 131.1, 132.6, 133.7, 138.4, 140.6, 145.0, 177.6 0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180  190  200  210 f1 ( 
